General Methods
Unless otherwise noted, all commercially available compounds were used as provided without further purification.
Melting points were determined using a standard melting point apparatus and are uncorrected.
Proton NMR spectra were recorded on a Bruker Avance III 400 MHz (400.23 MHz) spectrometer using the solvent peak as internal reference (CDCl 3 : H 7.26; C 77.0 and DMSO-d 6 : H 2.51; C 39.5). Multiplicities are indicated, s (singlet), d (doublet), t (triplet), q (quartet), quint (quintet), sept (septet), m (multiplet); coupling constants (J) are in Hertz (Hz). Carbon NMR were recorded on the previously mentioned instrument (100.61 Hz) with total proton decoupling. Fluorine NMR spectra were recorded on the previously mentioned instrument at 376.5 Hz. Mass spectra (MS ESI) were recorded using a Finnigan MAT 95 or Varian MAT 311A. Electron Impact mass spectra were recorded on the same machine in EI mode. TLC analysis was performed on precoated silica gel 60F 254 slides, and visualised by KMnO 4 staining. Flash chromatography was carried out using silica gel, particle size 0.2-0.063 mm and using the indicated mobile phase as correlated with TLC analysis. Infrared spectra were obtained on a Perkin Elmer Spectrum 100 FT-IR spectrometer equipped with a universal ATR sampling accessory.
Tetrahydrofuran was distilled from sodium/benzophenone under argon. Methanol was distilled from sodium under argon. All reactions were carried out using oven-dried 25 mL vials, equipped with a plastic lid perforated by 4 holes 2 mm in diameter, unless otherwise specified.
General Procedures
General Procedure 1 (Esterification of cyclic diketones by Triazolium Precatalyst Using methyl iodide, Table 1) To a 25 mL vial equipped with a magnetic stirring bar was charged the triazolium precatalyst 4 (18 mg, 0.07 mmol, 15 mol%). Dry THF (1.25 mL) and deionised water (62.5 L) were added. DBU (170.0 L, 1.10 mmol, 220 mol%) was added and the solution was stirred for 2 minutes. Aromatic diketone (0.50 mmol) was then added. The vessel was sealed with a plastic lid perforated by 4 holes (2 mm in diameter). After stirring for 20 h at room temperature, MgSO 4 (1.40 mmol, 170 mg) and 5.0 equiv. of iodomethane were added and stirred for 12 h. The solvent was then removed in vacuo and the resulting residue subjected to flash chromatography to yield the ester product.
General Procedure 2 (Oxidative cleavage of cyclic diketones by Triazolium Precatalyst and in situ fischer esterification, Table 1)
To a 25 mL vial equipped with a magnetic stirring bar was charged the triazolium precatalyst 4 (18 mg, 0.07 mmol, 15 mol%). Dry THF (1.25 mL) and deionised water (62.5 L) were added. DBU (170.0 L, 1.10 mmol, 220 mol%) was added and the solution stirred for 2 minutes. Aromatic diketone (0.50 mmol) was then added. The vessel was sealed with a plastic lid perforated by 4 holes (2 mm in diameter). After stirring for 20 h at room temperature, the solvent was removed in vacuo, the resulting residue was dissolved in MeOH (5.00 mL) and H 2 SO 4 (6.0 equiv.) was added. The solution was heated at reflux temperature for 5 h. Water (10.00 mL) was added and the crude product was extracted with CH 2 Cl 2 and dried over MgSO 4 . The solvent was then removed in vacuo and the resulting residue subjected to flash chromatography to yield the ester product. 
dibenzo[c,e]oxepin-5,7-dione (23)
To a 25 mL vial equipped with a magnetic stirring bar was charged the triazolium precatalyst 4 (18 mg, 0.07 mmol, 15 mol%). Dry THF (1.25 mL) and deionised water (62.5 L) were added. DBU (170.0 L, 1.10 mmol, 220 mol%) was added and the solution stirred for 2 min. Phenanthrene-9,10-dione (104.11 mg, 0.50 mmol) was then added. The vessel was sealed with a plastic lid perforated by 4 holes (2 mm in diameter). After stirring for 20 h at room temperature, MgSO 4 (1.40 mmol, 170 mg) and TFAA (5.0 equiv.) were added and stirred for 12 h. The solvent was then removed in vacuo and the resulting residue was subjected to flash chromatography (n-hexane:EtOAC, 1:1) to yield a white solid; 164 mg (73% 
